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(54) Fluoride refining method and fluoride crystal manufacturing method, and optical part and 
aligner using same 



(57) In order to provide a fluoride refining method 
and a fluoride crystal manufacturing method that have 
great general-purpose properties and can reduce the 
manufacturing cost and to provide at a low cost a fluo- 
ride crystal, an optical part and an aligner the transmis- 
sion characteristics of which are hardly degraded even 
when repeatedly irradiated with a high-output light of a 
short wavelength for a long term, there is provided a 
method of refining a fluoride comprising the heating 
step of heating a solid scavenger-added fluoride raw 
material to melt the raw material and the cooling step of 
cooling the molten fluoride material to solidify the melt, 
wherein the environment of a chamber housing the flu- 
oride raw material is changed to such an environment 
that a gas in the chamber is discharged to the outside of 
the chamber more easily than the environment before 
the change, during the heating step. 



FIG. 1 



S1 



START HEATING 



S2, 



S3-, 



CHANGE ATMOSPHERE 



START COOLING 



HEATING 
^MELTING) 



COOLING 
^SOLIDIFYING) 



COMPLETE REFINING 



CM 
CO 

LO 
O) 



CL 
LU 



Primed by Xerox (UK) Business Services 
2.16.7 (HRS)/3.6 



BNSDOCID: <EP 0995820A1 J_> 



EP0995820A1 1 " 

Description 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

[0001] The present invention relates to a fluoride refining method and a fluoride crystal manufacturing method 
which are suitable for various optical elements, lenses, window materials, prisms or the like used for a light of a prede- 
termined wavelength selected from a wide wavelength range between the vacuum ultraviolet region and the far infrared 
10 region. Further, the present invention relates to a technical field of optical parts and an aligner using the same. 

Related Background Art 

[0002] A fluoride crystal such as one of calcium fluoride has a high transmittance in a wide wavelength range 
75 between the vacuum ultraviolet region and the far infrared region, and is widely used for various optical elements, 
lenses, window materials, prisms or the like. Among them, f luorite (calcium fluoride) which is excellent in transmission 
characteristics at shorter wavelength is useful as an optical part for excimer laser. In particular, a calcium fluoride crystal 
of 70% or more in its internal transmittance to light of 135 nm in wavelength has a superior durability to an ArF excimer 
laser, and its transmission characteristics are less degraded by repeated irradiation with high-output laser. 
20 [0003] For such a fluoride crystal, a process for melting and refining a raw material is required to increase bulk den- 
sity of the raw material and remove impurities of the raw material. In this refining process, a scavenger which is a metal 
fluoride must be added to a raw material to remove an oxide produced by a reaction of the raw material with water or 
the like, or impurities in the raw material. For example, when the fluoride crystal is calcium fluoride, and when the scav- 
enger is solid ZnF 2 , CaO produced by a reaction of the raw material with water reacts with ZnF 2 to be converted to 
25 CaF 2 , while the scavenger becomes ZnO to evaporate during melting of the raw material. 

[0004] When a high-quality fluoride crystal with superior optical performance is to be obtained, the above men- 
tioned refining process must be repeated several times, in addition, a raw material of a high purity with less impurities 
must be employed. 

[0005] When a crystal is manufactured using the thus obtained fluoride crystal block as a raw material, a fluoride 

30 crystal with very superior optical performance such as transmission characteristics is obtained. 

[0006] On the other hand, there is a method in which a gaseous scavenger is used instead of a solid scavenger. A 
reactive gas that can be used as a gaseous scavenger includes hydrogen fluoride gas or carbon fluoride gas. 
[0007] However, since the solid scavenger contains a metal element, there is a case where the metal element 
remains in the crystal, which affects the transmission characteristics. Therefore, when the addition amount of the solid 

35 scavenger is decreased, or when a cover of a crucible is bored to increase degassing properties, the metal element 
from the scavenger hardly remains in the crystal. However, if the addition amount is too small, the effect of the scaven- 
ger decreases. In addition, if the degassing properties are increased excessively by boring the crucible cover exces- 
sively, the scavenger is discharged to the outside of the crucible. before exhibiting its effect. Thus, improvement in the 
transmission characteristics is prevented by contamination of the fluoride with an oxide or the like. Therefore, it 

40 becomes important to define an optimum addition amount of a scavenger or to design a crucible in such a shape as to 
optimize the degassing properties, However, these vary depending on the content of water or impurities of a raw mate- 
rial, and lacks general-purpose use. 

[0008] On the other hand, a hydrogen fluoride gas of the gaseous scavenger has corrosion properties, and sulfur 
tetrafluoride and boron trrfluoride have toxicity. Thus, the management cost is increased. In addition, the gas is dis- 
45 solved in the melt and is often incorporated as air bubbles into the crystal (Guggenheim, J. Appl. Phys. 34, pp. 2482- 
2485 (1963)), and satisfactory transmission characteristics are hardly obtained. 

[0009] Further, when a carbon fluoride gas such as methane tetrafluoride (CF 4 ) is used as a reactive gas, a crystal 
with superior transmission characteristics can be obtained. However, these gases are very stable in the air. Further, 
these gases are greenhouse effect gasses causing global warming as with carbon dioxide and must be removed by 
so decomposition with plasma or the like, thereby increasing the management cost. 

SUMMARY OF THE INVENTION 

[0010] An object of the present invention is to provide a fluoride refining method and a fluoride crystal manufactur- 
55 ing method that have great general-purpose properties and can reduce the manufacturing cost. 

[0011] Another object of the present invention is to provide at a low cost a fluoride crystal, an optical part and an 
aligner the transmission characteristics of which are hardly degraded even when repeatedly irradiated with a high-out- 
put light of a short wavelength for a long term. 
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[001 2] The method of refining a fluoride according to the present invention comprises the heating step of heating a 
solid scavenger-added fluoride raw material to melt the raw material and the cooling step of cooling the molten fluoride 
material to solidify the melt, wherein the environment of a chamber housing the fluoride raw material is changed to such 
an environment that a gas in the chamber is discharged to the outside of the chamber more easily than the environment 
5 before the change, during the heating step. 

BRIEF DESCRIPTION OF THE DRAWINGS ~ "" — 

[0013] 

.10 

FIG. 1 is a flowchart of a fluoride refining process according to the present invention; 

FIG. 2 is a graph for showing a temperature program in the refining process and for showing a permissible range 
of timing of switching the degassing properties of a crucible, i.e., the atmosphere; 
FIG. 3 is a flowchart for illustrating an example of a manufacturing process; 
75 FIG. 4 is a schematic view showing a cross section of a refining furnace used in a refining process; 

FIG. 5 is a schematic view showing a cross section of a growth furnace used in a single crystal growth process; 
FIG. 6 is a schematic view showing a cross section of an annealing furnace used in an annealing process; 
FIG. 7 is a schematic structural view of an aligner in which a fluoride crystal according to the present invention is 
used as an optical part; 

20 FIG. 8 is a schematic view showing a projection optical system of an aligner in which a fluoride crystal according 

to the present invention is used as an optical part; 

FIGS. 9A and 9B are schematic views showing an optical system of an excimer laser oscillator in which a fluoride 
crystal according to the present invention is used; 

FIGS. 10A and 10B are schematic views showing cross sections of another refining furnace used in a refining proc- 
25 ess, FIG. 10A showing a multi-stage type crucible and FIG. 10B showing a multi-stage type crucible having holes 
on the side wall thereof ; 

FIG. 11 is a graph showing transmission spectra of calcium fluoride crystals produced under various conditions; ^ 
and 

FIG. 12 is a graph showing transmission spectra after gamma-ray irradiation of calcium fluoride crystals produced 
30 under various conditions. 1 ■■ --vr izt-r r. w 

?;»x*£*5 n fi:;-,rn. " :i 

DETAILED DESCRIPTION OF THE PREFERRED, EMBODIMENTS ;: V 

[001 4] The inventors have searched for a measurefor ^Improving optical performance using an inexpensive; general ^ 
35 raw material and a solid scavenger in order to reduce high cost as described previously and found out that the environ- *? 
ment of a chamber (for example, crucible) for housing a fluoride craw mater ial in a ref ini ng process was very important . 
That is, it has been found that during the heating stepv when the^environment of a chamber housing a fluoride raw mate- 
rial is changed to such an environment that a gas in the chamber is discharged outside of the chamber more easily than 
the environment before the change, the scavenger stays in the crucible in the raw material heating to promote the reac- 
40 tion well, and the scavenger not used for the reaction and reaction products were all discharged to the outside of the 
crucible after the melting, thereby making it possible to maximize the effect of the scavenger and obtain a fluoride with 
a very high purity. In addition, it has been found that when the thus obtained fluoride is used, a crystal with superior opti- 
cal performance is obtained. 

[0015] In the specification and claims, as a term having the same meaning as the term "environment", the term 

45 "atmosphere" may be used. Hereinafter, .the term "atmosphere" will mainly be used. 

[0016] The expression "changing the environment", i.e., "changing the atmosphere" means a change to such a 
state that the gas inside the crucible chamber is easily discharged to the outside of the chamber. More specifically, for 
example, a first meaning is that the pressure outside the crucible chamber is decreased to change the current state to 
a state in which the gas inside the chamber is easily discharged to r the outside of the chamber; a second meaning is 

so that an opening and closing means provided in the crucible is opened to bring the inside and outside of the chamber in 
communication with each other, thereby changing the current state to a state in which the gas inside the chamber is 
easily discharged to the outside of the chamber; and a third meaning is that an inert gas supplied to the outside of the 
chamber is exhausted to reduce the pressure, thereby changing the current state to a state in which the gas inside the 
changer is easily discharged to the outside of the chamber. 

55 [0017] Furthermore, combining at least two meanings of the above three meanings is included in the meaning of 
changing environment according to the present invention. 

[0018] In FIG. 1, there is shown a flowchart of a method of refining a fluoride according to one of the preferred 
embodiments of the present invention. 
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[0019] In step S1, heating is started in order to melt a fluoride raw material such as calcium fluoride having a solid 
scavenger such as zinc fluoride or the like added thereto. Thereafter, as shown in step S2, the atmosphere of a cham- 
ber (for example, crucible) in which the fluoride is housed is changed to an atmosphere in which the gas inside the 
chamber is discharged to the outside of the chamber relatively easily. 
5 [0020] After the change to the state in which the gas inside the chamber is easily discharged to the outside of the 
chamber, heating is continued so that a reaction product such as carbon dioxide or a vaporized scavenger is not incor- 
porated into the raw material. 

[0021] In step S3, cooling is started to solidify the molten raw material. In this step, as long as the temperature of 
the raw material is made lower than the melting point thereof, the external heating does not need to be completely 
10 stopped. 

[0022] The temperature to be reached in the heating step may be a melting point or more of the fluoride raw mate- 
rial fluoride to be refined. In a temperature raising process up to the me!ting point, the temperature may either be 
increased continuously as shown by reference numeral 1 in FIG. 2, or be increased intermittently as shown by reference 
numeral 2 in FIG. 2. 

15 [0023] The atmosphere is changed at a timing after the temperature has reached a temperature T1 at which an 
impurity removing reaction (scavenge reaction) by the scavenger is started and before cooling is started. That is, the 
atmosphere is changed between times 't1 * and 't2' in FIG. 2. 

[0024] It is preferred that after a short time after the temperature has reached the scavenge reaction starting tem- 
perature T1 , the change of atmosphere is started, and that the change is ended at a time sufficiently before cooling is 
20 started. That is, it is desirable that the change of atmosphere is started between times 13' and 't4" in FIG. 2. Incidentally, 
f t3' is a time (t3) at which the impurity removing reaction by the scavenger is ended, and the fluoride raw material is at 
a temperature less than the melting point thereof. 

[0025] The time *t4' is an arbitrary time before cooling is started after the fluoride raw material has been molten, and 
the fluoride raw material is at a temperature not less than the melting point thereof. The change of atmosphere is pref- 
25 erably made at a temperature not less than the melting point of the fluoride raw material in order to obtain fluoride with 
a higher purity. The gas inside the chamber is easily discharged to the outside of the gas chamber in the state of atmos- 
phere between *t4' and *t2\ 

[0026] For example, when zinc fluoride and calcium fluoride are employed as a solid scavenger and as a fluoride 
raw material, respectively, the scavenge reaction starting temperature is about 872°C at which zinc fluoride is molten. 

30 [0027] The time required for the scavenge reaction depends on the amount of the raw material to be refined. There- 
fore, upon actual work, for example, once the relationship between the required time and then amount of the raw mate- 
rial is obtained in advance through experiments, the required time can be determined based on the thus obtained time. 
[0028] Changing the atmosphere means that, in a chamber such as a crucible in which a fluoride raw materia! is 
housed, a first atmosphere in which the gas inside the chamber is hardly discharged to the outside is changed to a sec- 

35 ond atmosphere in which the gas is easily discharged to the: outside of the chamber. 

[0029] In the first atmosphere, since the gas is hardly discharged to the outside, a solid scavenger is difficult to 
vaporize to escape therefrom. Therefore, the scavenge reaction proceeds efficiently. 

[0030] In the second atmosphere, since a gas is easily discharged to the outside of the chamber, a reaction product 
or a remaining scavenger easily escapes to the outside of the chamber. Therefore, the reaction product and remaining 
40 scavenger is hardly incorporated into the refined raw material. 

[0031] Specific examples of the change of atmosphere includes making the pressure of the second atmosphere 
less than that of the first atmosphere, changing a state in which the inside and outside of the chamber are isolated from 
each other (closed state) to a state in which the inside and outside of the chamber communicate with each other (open 
state). 

45 [0032] The change of the former example can be achieved by increasing or decreasing the rate of exhausting the 
inside of the chamber or the rate of supplying an inert gas to the inside of the chamber. 

[0033] The change of the latter example can be achieved by providing an aperture (i.e. , opening portion) at a cham- 
ber such as a crucible and opening or closing the aperture, or opening or closing a valve of a gas supply pipe or gas 
exhaust pipe communicating with the chamber. 
so [0034] The pressure of the first atmosphere is not particularly limited but is preferably 1 .3 Pa or more, and more 
preferably 1 atm (about 101 .325 kPa) or more. In the present invention, 1 atm is 760 Torn By setting the pressure to 1 
atm or more, an effect that the impurities in the raw material and the scavenger react with each other effectively can be 
achieved. 

[0035] The pressure of the second atmosphere is not particularly limited but is preferably 1 atm or less, and more 
55 preferably 10' 3 Pa or less. By setting the pressure to 1 0' 3 Pa or less, an effect that the reaction product and remaining 
scavenger are easily removed from the raw material can be achieved. In addition, it suffices to set the pressure of the 
second atmosphere to the extent such that a part of the raw material itself does not vaporize in a large amount. 
[0036] As a gas for forming the first atmosphere, there is preferably employed an inert gas such as nitrogen, helium. 
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argon, neon, krypton, or xenon. 

[0037] As a gas for forming the second atmosphere, the above inert gas is also employed, but only exhaustion with- 
out supply of a gas may be carried out to establish vacuum. 

[0038] After a short time after the second atmosphere has been formed, cooling is started to solidify the fluoride 
5 raw material. - 

[0039] The temperature reducing rate is not particularly limited but is preferably 300°C/h or less, and more prefer- 
ably about 100°C/h. 

[0040] In the case where a crystal is grown at the sametime as refining, the temperature reducing rate is preferably 

io [0041 ] The thus obtained fluoride has an oxygen content of 50 ppm or less and the content of a constituent metal 
element of the scavenger is 10 ppm or Jess. • , -\ ,• • : r . 

[0042] Thus, in the present invention, a substance degrading the light transmission properties such as oxygen or a 
constituent metal element of the scavenger can be removed sufficiently in the refining step, so that in a crystal produc- 
ing step subsequent to the refining step, i.e., in a crystal growth step requiring accurate control for crystal growth, an 
15 operation for removing the above substance can be si mplified: * 

[0043] Further, the inside of the chamber is preferably dehydrated by purging with an inert gas or evacuation before 
the scavenge reaction as the occasion demands. 

[0044] The fluoride raw material used in the present <\ nverrtion includes, for example, calcium fluoride, barium fluo- 
ride, magnesium fluoride or the like. . . . • 
20 [0045] The solid scavenger used in the present invention includes, for example, lead fluoride, zinc fluoride, cad- 
mium fluoride, manganese fluoride, bismuth fluoride, sodium fluoride, lithium fluoride or the like. The addition amount 
of the solid scavenger is preferably 0.1 mol% or more and 1 mol% or less of the fluoride raw material. 
[0046] In FIG. 3, there is shown a flowchart of a method of refining a fluoride and a method of manufacturing a flu- 
oride crystal according to another embodiment of the present invention. 

25 :i ... 

(Raw material formulating step S11) . ;j 

[0047] A solid scavenger is added to a fluoride raw material and well mixed. The addition amount of the solid scav- ^ 
engerisO.1 mol% or more and 1 mol% or less of the raw material; The fluoride raw material is preferably calcium fluo- ^ 
30 ride, barium fluoride, or magnesium fluoride. Further, the fluoride used as the solid scavenger is preferably lead fluoride, 
zinc fluoride, cadmium fluoride, manganese f luoride^ bismuth fluoride, sodium fluoride, or lithium fluoride. 

(Refining ; stepS12).-\)po:.-:^ .yr .-- v . -» • w*:* < : ?v. u 

35 [0048] The fluoride raw material having the solid scavenger-addecrand mixed therein is put in a crucible of a refining 

furnace shown in FIG 4- lr> FJG. 4, reference numeral. 201: denotes 1 a chamber of the refining furnace, which is con- & 
nected to a vacuum evacuation system. Reference numeral 202 denotes a heat insulating material, reference numeral 
203 denotes a heater, reference numerah204 denotes a crucible as a chamber for housing the raw material, and refer- 
ence numeral 205 denotes the fluoride raw material . Reference numeral 206 is a mechanism for raising and lowering 

40 the crucible. A crucible aperture opening and closing mechanism 207 is f ixed to the heat insulating material 202, for 
raising or lowering the crucible to close or open the aperture at the upper part of the crucible and also to control the size 
of the aperture. Reference numeral 208 denotes an inert gas introducing device. 

(1) In the case where an inert gas is used: 

45 . ■ ...... - 

[0049] After the inside of the furnace has been vacuum-evacuated with aperture being opened (S21), an inert gas 
is charged in the furnace at a pressure of about 1 atm or more (S22). The heater is energized to heat the crucible (S23), 
and the temperature is raised to a temperature at which an impurity removing reaction by the scavenger is carried out. 
When PbF 2 is used as the scavenger, the reaction is represented by the formula: 

50 - ' 

CaO ■»- PbF 2 CaF 2 + PbO u 
PbO + C Pb + CO 

55 wherein C is a carbon material such as a crucible. Since the reaction includes formation of carbon monoxide, the reac- 
tion temperature can be easily estimated by carrying put gas analysis to detect carbon monoxide. To promote the reac- 
tion sufficiently, the rate of heating the raw material must be small in this temperature area. The inside of the furnace is 
evacuated to vacuum at a temperature at which the reaction has completed, and then, the raw material is completely 
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molten (S24). Alternatively, after the raw material has been completely molten, the inside of the furnace is evacuated to 
vacuum (S25). After the degree of vacuum is well stabilized, the molten fluoride is slowly cooled (S26) to be solidified 
(melting/growth). 

s (2) In the case where a crucible aperture is opened and closed: 

[0050] The inside of a crucible is evacuated to vacuum with the crucible aperture being closed (S31), and the cru- 
cible is heated by energizing the heater (S32). To promote an impurity removing reaction by the scavenger sufficiently, 
the rate of heating the raw material must be small in the temperature area in which the reaction proceeds. At a time 
10 when the temperature reaches a temperature at which the reaction has completed, the crucible aperture is opened, and 
the heating is further continued until the raw material is completely molten. Alternatively, after the raw material has been 
completely molten (S33), the crucible aperture is opened (S34). After the degree of vacuum has been well stabilized, 
the molten fluoride is slowly cooled (S35) to be solidified (melting/growth). 

[0051 ] The fluoride obtained in this step may be a polycrystal or a single crystal with grain boundaries, so that accu- 
15 rate temperature control is not required. When annealing the fluoride, the crucible is preferably lowered. By the lower- 
ing, removal of impurities is improved more significantly. 

[0052] Of the thus obtained crystal, in particular, the upper part, i.e., a lastly crystallized portion with the elapse of 
time is removed. Since impurities are liable to be concentrated in this portion, impurities which affect the characteristics 
are removed by this removal work. 

20 

(Single crystal growth step S1 3) 

[0053] A single crystal is grown using a refined crystal as a raw material. The growth method is suitably selected 
depending on the size or purpose of the grown crystal. As an example, a growth process using the Bridgeman method 
25 is shown below. 

[0054] A refined crystal is put in a crucible of a growth furnace shown in FIG. 5. The crucible of the growth furnace 
is provided separately from the crucible of the refining furnace. In FIG. 5. reference numeral 301 denotes a chamber of 
the growth furnace, which is connected to a vacuum evacuating system. Reference numeral 302 denotes a heat insu- 
lating material, reference numeral 303 denotes a heater, reference numeral 304 denotes a crucible, reference numeral 

30 305 denotes a fluoride crystal, and reference numeral 306 denotes a crucible lowering mechanism. The crucible of the 
growth furnace has high sealing properties to the external atmosphere. The fluoride raw material cooled and obtained 
by the refining furnace is taken out from the crucible of the refining furnace and is transferred to and housed in a crucible 
of a clean growth furnace. As a result, impurities removed from the fluoride raw material and adhering to the crucible 
wall of the refining furnace is prevented from being incorporated again into the fluoride raw material to be molten during 

35 crystal growth. 

[0055] After the inside of the furnace is evacuated to vacuum, the crucible is heated by energizing the heater to 
completely melt a crystal as a raw material: Thereafter, the crucible is gradually lowered and cooled to grow a single 
crystal. The crucible lowering rate is preferably 0.1-5.0 mm per hour. 

[0056] For the thus obtained fluoride crystal, the contents of oxygen and constituent elements of scavenger are 
40 very small. This is because the oxygen and constituent elements of scavenger can be well removed in the refining step. 
In the growth step also, the work of changing the atmosphere outside the crucible described with regard to the refining 
step may be carried out. In this case, a solid scavenger is put in the crucible, and further a work of removing impurities 
may be carried out. Alternatively, a work of removing impurities may be carried out without employing the solid scaven- 
ger. 

45 

(Annealing step S1 4) 

[0057] Subsequently, the thus grown fluoride single crystal is heat treated by an annealing furnace shown in FIG. 
6. In FIG. 6, reference numeral 401 denotes a chamber of the annealing furnace, reference numeral 402 denotes a heat 
so insulating material, reference numeral 403 denotes a heater, reference numeral 404 denotes a crucible, and reference 
numeral 405 denotes a fluoride crystal. 

[0058] In this annealing process, the crucible is heated to a temperature of not more than 400-500°C of the fluoride 
crystal melting point. The heating time is preferably 20 hours or more, and more preferably 20 to 30 hours. 
[0059] In this regard, for a crystal having strength to thermal shock like magnesium fluoride crystal, the annealing 
55 step may be omitted. 
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(Molding stepS 15) 

[0060] Thereafter, the above crystal is molded (formed) in a shape of a required optical product (convex lens, con- 
cave lens, disc-shape, plate-shape or the like). Further, an antiref lection film may be provided on a surface of the optical 
5 product of a fluoride crystal as the occasion demands. As the material of the antiref lection film, magnesium fluoride, alu- 
minum oxide, and tantalum oxide are preferably employed, and these can be formed in a film by evaporation by resist- 
ance heating, electron beam evaporation, spattering and the like. The optical product obtained according to the present 
invention hardly contains water, and thus, has superior adhesion of an antireflection film. 

[0061 ] When thus obtained various kinds of lenses are combined, it is possible to configure an optical system hav- 
10 ing high durability suitable for a high energy laser beam such as excimer laser, especially ArF excimer laser, or F 2 exci- 
mer laser or the like. Particularly, in the case where the fluoride crystal is of calcium fluoride, it is possible to configure 
an aligner by combining an optica! system comprised of an excimer laser light source and a lens formed of calcium flu- 
oride crystal with a stage capable of moving a substrate as an exposed object. 



is (Aligner) 



[0062] Hereinafter, an aligner using an optical product according to the present invention will be described. 
[0063] The aligner includes an image reducing projection aligner using a lens optical system and a lens 1:1 magni- 
fication projection aligner. 

20 [0064] In particular, in order to expose the entire surface of a wafer, it is desirable to use a stepper employing the 
step and repeat drawing method in which after one small section (field) of the wafer is exposed, the wafer is moved in 
one step, and adjacent one field is exposed. Of course, the optical product can be preferably used in a micro-scan type 
aligner. 

[0065] In FIG. 7, there is shown a schematic structural view of an aligner according to the present invention. In the 
25 figure, reference numeral 21 denotes an illumination light source portion, and reference numeral 22 denotes an expo- 



sure mechanism portion. Thus, 21 and 22 are constructed independently of each other, that is. these two elements are m 
physically separated. Reference numeral 23 denotes an illumination light source, for example, a high-output large-sized ifeg 
light source such as excimer lasers. Reference numeral 24 denotes a mirror; reference numeral 25 denotes a concave ^ 
lens; and reference numeral 26 denotes a convex lens. These 25 and 26 serve as a beam expander for expanding the 
30 laser beam diameter to approximately the size of an optical integrator. Reference numeral 27 denotes a mirror, and ref- 
erence numeral 28 denotes an optical integrator for uniformly illuminating the reticle. The illumination light source por- 
tion 21 is comprised of the laser 23 to the optical integrator 28. Reference numeral 29 denotes a mirror, and reference 
numeral 30 denotes a condenser lens for collimating the light flux emitted from the optical integrator 28. Reference ^ 
numeral 31 denotes a reticle in which a circuit pattern is drawn; reference numeral 31a denotes a reticle holder for m 
35 attracting and holding the reticle; reference numeral 32 denotes a projection optical system for projecting the reticle pat- 
tern; reference numeral 33 denotes a wafer having a pattern of the reticle 31 formed thereon by the projection lens 32. ^ 



Reference numeral 34 denotes an XY stage that attracts and holds the wafer 33, and moves in XY directions when bak- 
ing is carried out in the step and repeat system. Reference numeral 35 denotes a lapping plate of the aligner. 
[0066] The exposure mechanism portion 22 is comprised of the mirror 29 to the lapping plate 35 that are a part of 
40 the illumination optical system. Reference numeral 36 denotes alignment means used for TTL alignment. In general, 
the aligner is further provided with an automatic focusing mechanism, a wafer carrying mechanism or the like, and these 
elements are also parts of the exposure mechanism portion 22. 

[0067] In FIG. 8, there is shown an example of the optical product used for the aligner according to the present 
invention, i.e., a lens used in the projection optical system of the aligner shown in FIG. 7. This lens assembly is con- 
45 structed by combining eleven lenses L1 to L1 1 without bonding them with each other. The optical product comprised of 
fluorite according to the present invention is used as a lens or mirror shown in FIG. 7 and FIG. 8 or is employed as a 
mirror or lens of a mirror projection aligner (not shown). More preferably, an antiref lection film or a reflection enhancing 
film may be provided on the surface of the lens or mirror. 

[0068] In addition, the optical part comprising a fluoride crystal according to the present invention can be used as 
so a prism or etalon. 

[0069] FIGS. 9A and 9B are schematic views showing the structure of an excimer laser oscillator using optical parts 
comprising a fluoride crystal according to the present invention. 

[0070] The excimer laser oscillator shown in FIG. 9A comprises a resonator 83 for emitting an excimer laser and 
effecting resonance; a diaphragm hole 82 for diaphragming the excimer laser emitted from the resonator 83; a prism 84 
55 for making single the wavelength of the excimer laser; and a reflection mirror 81 for reflecting the excimer laser. 

[0071] In addition, the excimer laser oscillator shown in FIG. 9B comprises a resonator 83 for emitting an excimer 
laser and effecting resonance; a diaphragm hole 82 for diaphragming the excimer laser emitted from the resonator 83; 
an etalon 85 for making single the wavelength of the excimer laser; and a reflection mirror 81 for reflecting the excimer 
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laser. 

[0072] The excimer laser light oscillator in which an optical product comprised of a fluoride crystal according to the 
present invention is provided as a prism or etalon is capable of narrowing the wavelength of the excimer laser via the 
prism or etalon more significantly, and in other words, making the wavelength of the excimer laser single. 
5 [0073] When a photosensitized resist on a substrate is irradiated with excimer laser light via a reticle pattern using 
this aligner, a latent image corresponding to a pattern to be formed can be formed. 

[0074] The crucible used for refining in the present invention may be of such a configuration having a single space 
for housing the above mentioned fluoride raw material, i.e., a single chamber, and may alternatively be of another con- 
figuration having at least two chambers. 

10 [0075] The crucible having such two or more chambers is shown in FIGS. 1 0A and 1 0B. 

[0076] In FIGS. 10A and 10B, a plurality of crucibles 1000 are superposed upon each other, and the spaces of the 
crucibles are isolated independently by partition plate portions 1030 corresponding to the bottom surfaces of the cruci- 
bles 1000. In addition, a cover 1010 is provided so as to close an aperture of the top crucible 1000. 
[0077] The fluoride raw material refined by these multi-stage type crucibles is formed in a disc-shape in accordance 

is with the shape of each chamber. This disc-shaped fluoride raw material is easily carried, and is of a small size and can 
be easily molded. 

[0078] In addition, these multi-stage type crucibles provides an advantage that heat is easily transmitted from the 
outside of the crucible to the center of each space through the partition plate portion 1 030. Thus, the fluoride raw mate- 
rial can be refined while carrying out heat control effectively. 
20 [0079] In FIG. 1 0A, each crucible 1 000 is constructed such that gaseous impurities can be discharged from the cru- 
cible chamber to the pressure-reduced outside of the crucible via a slight clearance 1040 formed between the crucible 
and another crucible 1 000 superposed thereon or the cover 1010. 

[0080] In addition, in FIG. 10B, each crucible has two holes 1020 on its side wall portion symmetrically with regard 
to the center of the crucible, and is constructed such that gaseous impurities can be discharged from the crucible cham- 
25 ber to the pressure-reduced outside of the crucible via the two holes 1 020 more easily than the crucible shown in FIG. 
10A. 

[0081] These holes may be provided with opening and closing means to suitably control opening and closing of the 
hole. 

[0082] The crucible 1000 and the partition plate portion 1030 may be detachable from each other. In this case, the 

30 crucible 1000 may be cylindrical. 

[0083] The hole 1020 provided at the side wall portion of the crucible 1000 may be formed in a circle or any other 
shapes, and the position of the hole may be the top or another suitable portion of the side wall. The number of holes 
may be determined as required without being limited to two as shown in the drawings. In the case where the number of 
holes is plural, the respective holes may be positioned each other symmetrically with regard to the center of the crucible 

35 or may be positioned unsymmetrically. 

(Examples) 

[0084] Hereinafter, the present invention will be described in more detail with reference to Examples. 

40 • 

(Example 1) 

[0085] To an ordinary synthetic calcium fluoride raw material of 99% in purity was added and mixed zinc fluoride as 
a scavenger in an amount of about 0.5 mol% on the calcium fluoride basis. Next, this mixture was put in the crucible of 

45 the refining furnace shown in FIG. 4, and the inside of the furnace and crucible was evacuated and then filled with Ar 
until a pressure of 10 5 Pa was reached. At this time, the aperture of the crucible was opened to increase degassing 
properties. Next, the aperture of the crucible was closed, and the crucible was heated to 1360°C to melt the raw mate- 
rial. Then, the aperture was opened again to evacuate the inside of the furnace to set the degree of vacuum at 6.66 x 
10' 4 Pa. Thereafter, the crucible was lowered and gradually cooled to crystalize the raw material. The top part of the 

so crystallized calcium fluoride at the top part of the crucible was removed by 1 mm in thickness. 

[0086] Next, the above crystal block was put in the crucible of the single crystal growth furnace shown in FIG. 5. 
The inside of the furnace was evacuated to vacuum, and the degree of vacuum of 2.66 x 10~ 4 Pa and the temperature 
of 1 360°C were maintained for 1 1 hours, and then, the growth crucible was lowered at a rate of 2 mm/h. The diameter 
of the obtained fluoride single crystal can be suitably changed according to the inner diameter of the crucible of the sin- 

55 gle crystal growth furnace. For example, single crystals of 230 mm. 300 mm, and larger one in diameter were obtained. 
[0087] Next, the grown single crystal of calcium fluoride and 0.1 wt% of zinc fluoride were put in a crucible of an 
annealing furnace. The inside of the furnace was evacuated, and the temperature of the crucible was increased from 
the room temperature to 900°C at a rate of 1 00°C/h, and the crucible was then maintained at 900°C for 20 hours. There- 
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after, the temperature of the crucible was decreased at a rate of 6°C/h to cool the crucible to the room temperature. 
[0088] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and 
the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
to gamma-ray irradiation were measured. FIG. 1 1 shows the transmission spectrum in the vacuum ultraviolet region, 
5 and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, a calcium fluoride crystal having 
superior transmission characteristics in the vacuum ultraviolet region and significantly less degradation due to gamma- 
ray irradiation was obtained. .\ ; c 

[0089] The internal transmittance was measured by means of a vacuum ultraviolet spectrophotometer. The term 
"internal transmittance" means a percentage when the amount of light incident in a medium, i.e., the fluoride is taken 
10 as a denominator, and the amount of light after passing through the medium by a unit distance is taken as a numerator. 
Primarily, the difference between the values in denominator and numerator is considered to be produced by absorption 
of the light by the material constituting the medium. Furthermore, the rate of degradation was obtained by irradiating the 
disc sample with gamma-ray of 1 x 10 5 R/H for one hour and measuring the transmittances before and after the irradi- 
ation by means of a visible region spectrophotometer. 

15 

(Example 2) 

[0090] To an ordinary synthetic calcium fluoride raw material of 99% in purity was added and mixed zinc fluoride as 
a scavenger in an amount of about 0.5 mol% on the calcium fluoride basis. Next, this mixture was put in the crucible of 

20 the refining furnace shown in FIG. 4, and the inside of the furnace and crucible was evacuated. At this time, the aperture 
of the crucible was closed to lower the degassing properties. After the crucible was heated to 1360°C to melt the raw 
material, the crucible was moved and the aperture of the crucible was opened to increase the degassing properties, 
and the degree of vacuum was set to 6.66 x 10" 4 Pa. Thereafter, the cructole was lowered and slowly cooled to crystal- 
ize the raw material. The top part of the crystallized calcium fluoride at the top part of the crucible was removed by 1 

25 mm in thickness. F 
[0091] The subsequent steps were carried out in a manner similar to that in Example 1 . 

[0092] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and # 
the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
to gamma-ray irradiation were measured. FIG. 1 1 shows the transmission spectrum in the vacuum ultraviolet region, j& 
30 and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, as with Example 1 , a calcium flu- 
oride crystal having superior transmission characteristics in the vacuum ultraviolet region and significantly less degra- 
dation due to gamma-ray irradiation was obtained. > a 

(Example 3) 

35 

[0093] To an ordinary synthetic calcium fluoride raw material of 99% in purity was added and mixed zinc fluoride as 
a scavenger in an amount of about 0.5 mol% on the calcium fluoride basis. Next, this mixture was put in the crucible of 
the refining furnace shown in FIG. 4, and the inside of the furnace and crucible was evacuated. After the raw material 
was heated to a temperature at which a scavenge reaction takes place, the crucible was moved, and the aperture was 
40 opened to increase the degassing properties. Then, the raw material was heated to its melting point or above, and the 
degree of vacuum during melting was set to 6.66 x 10~ 4 Pa. Thereafter, the crucible was lowered and gradually cooled 
to crystalize the raw material. The top part of the crystallized calcium fluoride at the top part of the crucible was removed 
by 1 mm in thickness. 

[0094] The subsequent steps were carried out in a manner similar to that in Example 1 . 

45 [0095] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and 
the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
to gamma-ray irradiation were measured. FIG. 11 shows the transmission spectrum in the vacuum ultraviolet region, 
and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, as with Example 1 , a calcium flu- 
oride crystal having superior transmission characteristics in the vacuum ultraviolet region and significantly less degra- 

so dation due to gamma-ray irradiation was obtained. 

(Comparative Example 1) 

[0096] To an ordinary synthetic calcium fluoride raw material of 99% in purity was added and mixed zinc fluoride as 
55 a scavenger in an amount of about 0.5 mol% on the calcium fluoride basis. Next, this mixture was put in the crucible of 
the refining furnace shown in FIG. 4, and the inside of the furnace was evacuated. At this time, the aperture of the cru- 
cible was opened to increase degassing properties. After the crucible was heated to 1 360°C to melt the raw material, 
the crucible was lowered and gradually cooled to crystalize the raw material. The top part of the crystallized calcium 
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fluoride at the top part of the crucible was removed by 1 mm in thickness. 

[0097] The subsequent steps were carried out in a manner similar to that in Example 1 . 

[0098] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and 
the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
5 to gamma-ray irradiation were measured. FIG. 11 shows the transmission spectrum in the vacuum ultraviolet region, 
and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, a calcium fluoride crystal having 
superior transmission characteristics in the vacuum ultraviolet region, but having significant degradation due to gamma- 
ray irradiation was obtained. 

10 (Comparative Example 2) 

[0099] To an ordinary synthetic calcium fluoride raw material of 99% in purity was added and mixed zinc fluoride as 
a scavenger in an amount of about 0.5 mol% on the calcium fluoride basis. Next, this mixture was put in the crucible of 
the refining furnace shown in FIG. 4, and the inside of the furnace was evacuated. At this time, the aperture of the cru- 
15 cible was closed to decrease degassing properties. After the crucible was heated to 1360°C to melt the raw material, 
the crucible was lowered and gradually cooled to crystalize the raw material. The top part of the crystallized calcium 
fluoride at the top part of the crucible was removed by 1 mm in thickness. 
[0100] The subsequent steps were carried out in a manner similar to that in Example 1 . 

[0101] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and 
20 the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
to gamma-ray irradiation were measured. FIG. 1 1 shows the transmission spectrum in the vacuum ultraviolet region, 
and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, a calcium fluoride crystal having 
reduced transmission characteristics in a wavelength region shorter than 170 nm and having significant degradation 
due to gamma-ray irradiation was obtained. 

25 

(Comparative Example 3) 

[0102] A calcium fluoride crystal v/as obtained in a manner similar to that in Comparative Example 1 except that 
synthetic calcium fluoride raw material powder with high purity was used. The difference in concentration of impurities 
30 between the raw material with high purity and the ordinary synthetic raw material is shown in Table 1 . The price of the 
raw material with high purity is 1 0 times as much as that of the ordinary synthetic raw material. 



[Table 1] 



Analytical Values of Impurities of Synthetic Calcium Fluoride Raw 
Material (unit: ppm by weight) 


Impurities 


Ordinary synthetic raw 
material 


Synthetic raw material 
with high purity 


Mg 


5 


2 


Al 


5 


2 


Si 


30 


8 


Fe 


2 


1 


Sr 


270 


24 


Y 


1 


<0.3 


Ba 


8 


3 


La 


<0.3 


<0.3 


Ce 


<0.3 


<0.3 


Pb 


<0.3 


<0.3 



55 

[0103] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and 
the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
to gamma-ray irradiation were measured. FIG. 1 1 shows the transmission spectrum in the vacuum ultraviolet region, 
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and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, although synthetic calcium fluo- 
ride raw material with high purity was used, a calcium fluoride crystal was obtained which had superior transmission 
characteristics in the vacuum ultraviolet region but caused degradation due to gamma-ray irradiation. 

5 (Comparative Example 4) 

[0104] A calcium fluoride crystal was obtained in a manner similar to that in Comparative Example 2 except that 
synthetic calcium fluoride raw material powder with high purity was used. 

[0105] The thus obtained calcium fluoride crystal was cut and polished to form a disc of 10 mm in thickness, and 
10 the transmission spectrum in the vacuum ultraviolet region and the degradation rate of the internal transmittance due 
to gamma-ray irradiation were measured. FIG. 11 shows the transmission spectrum in the vacuum ultraviolet region, 
and FIG. 8 shows the transmission spectrum after gamma-ray irradiation. As a result, although synthetic calcium fluo- 
ride raw material with high purity was used, a calcium fluoride crystal was obtained which had vacuum ultraviolet region 
transmission characteristics reduced in a wavelength region shorter than 170 nm and caused degradation due to 
15 gamma-ray irradiation. 

[0106] According to the present invention, an inexpensive solid scavenger can be used to reduce the production 

COSt. . 

[0107] In addition, since the refining capability is improved, -a fluoride having desired characteristics can be 
obtained even when a raw material containing much impurities is employed, thus making it possible to reduce the pro- 
20 duction oost. >r ■« • -. .■»--'--■■ - 

[01 08] Further, since the number of refining works does not need to be increased, cost reduction can be achieved. 
[01 09] In addition, there can inexpensively be provided a fluoride crystal, an optical part and an aligner each having 
desired high durability and superior transmission characteristics. 

[0110] In order to provide a fluoride refining method and a fluoride crystal manufacturing method that have great 
25 general-purpose properties and can reduce the manufacturing cost and to provide at a low cost a fluoride crystal, an 
optical part and an aligner the transmission characteristics of which are hardly degraded even when repeatedly irradi- 
ated with a high-output light of a short wavelength for a long term, there is provided a method of refining a fluoride com- 
prising the heating step of heating a solid scavenger-added fluoride raw material to melt the raw material and the 
cooling step of cooling the molten fluoride material to solidify the melt, wherein the environment of a chamber housing 
30 the fluoride raw material is changed to such an environment thata gas in the chamber is discharged to the outside of 
the chamber more easily than the environment before the change/ during the heating step. 

Claims 



35 1 . A method of refining a fluoride comprising ^ fluoride raw material 

to melt the raw material and the cooling step of cpoling the molten fluoride material to solidify the melt, wherein the 
environment of a chamber housing the fluoride raw material is changed to such an environment that a gas in the 
chamber is discharged to the outside of the chamber more Easily than the environment before the change, during 
the heating step. 

40 

2. The method according to claim 1 , wherein the pressure inside the chamber is reduced during the heating step. 

3. The method according to claim 1 or 2, wherein a first state in which the inside and outside of the chamber are iso- 
lated from each other is changed to a second state in which the inside and outside of the chamber communicate 

45 with each other. 

4. The method according to claim 1 or 2, wherein an inert gas is supplied into the chamber, and the pressure of an 
environment comprising the inert gas is reduced. 

so 5. The method according to claim 1 or 2, wherein an inert gas is supplied into the chamber, and the inert gas in the 
chamber is exhausted during the heating step. 

6. The method according to claim 1 or 2, wherein the pressure inside the chamber is changed from a first pressure of 
1 atm or more to a second pressure less than the first pressure during the heating step. 

55 

7, The method according to claim 1 or 2, wherein the pressure inside the chamber is reduced to 10" 3 Pa or less during 
the heating step. 
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8. The method according to claim 1 or 2, wherein the chamber is comprised of a crucible, and wherein an aperture 
. provided in the crucible is opened or closed during the heating step. 

9. The method according to claim 1 or 2, wherein the environment is changed at a temperature less than the melting 
5 . point of the fluoride raw material. 

10. The method according to claim 1 or 2, wherein the environment is changed at a temperature not less than the melt- 
ing-point of the fluoride raw material. 

10 11. The method according to claim 1, wherein a crystal is grown in the cooling step to perform refining and growth at 
the same time. 

12. A method of manufacturing a fluoride crystal comprising melting a fluoride refined by the refining method as set 
forth in claim 1 and effecting crystal growth to obtain a fluoride crystal. 

15 . . 

13. An optical part obtained by molding the fluoride crystal obtained by the manufacturing method as set forth in claim 
12. 

14. An aligner comprising an optical system comprising an optical part as set forth in claim 13, an excimer laser light 
20 source and a stage for placing an exposure object thereon. 

15. The method according to claim 1 , wherein the chamber is at least one of a plurality of spaces formed by dividing 
the inside of a crucible. 

25 
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